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Bonds Bond Dissociation Energy (kcal/mol) Bond Length (Å)
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Reaction of Cyanohydrins of β-Silyl-α,β-epoxyaldehyde with LDA




































-80 °C, 5 min













































Reaction of Cyanohydrins of β-Silyl-α,β-epoxyaldehyde
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from A from B






         1A 
         1B
         1A
         1B
   
         1A
         1B
 
         1A
         1B
yield (%)
   82
   84
   44
   83
   91
   92
   84














 (1.0M in THF)
NaN(SiMe3)2
 (1.0M in THF) 
KN(SiMe3)2
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-80 °C , 5  min
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   77
   86
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A Proposed Reaction Pathway (1)
1A
LDA






























































































A-value: OTMS = 0.7




   E/Z
     6.6

































































































































































































 CH3I (0.7 eq)
 Base (0.7 eq)
THF





























































A Proposed Reaction Pathway (2)
Michiko Sasaki, Eiji Kawanishi, Yoshio Nakai, Tatsuya Matsumoto, Kentaro Yamaguchi, Kei Takeda
























































































+  base PPh3R3SiO
● Acrolein β-anion equivalent
XR3Si
O





















Tandem Formation of Functionalized Carbocycles via
























Tandem Formation of Functionalized Carbocycles via





















Tandem Formation of Functionalized Carbocycles via





















Tatsuya Matsumoto, Hyuma Masu, Kentaro Yamaguchi, and Kei Takeda Org. Lett. 2004, 6, 4367-4369.




    -80 °C, 20 min
2. aldehyde (ketone)












































A New and Practical Acrolein β-Anion Equivalent (2)
 tBuMe2Si SO2p-Tol
O
2. n-Bu4NF (1.0 eq)
    EtOH (3.0 eq)
1. NHMDS (1.0 eq)
    THF











1. -80 ° to -60 °C, 30 min
2. -80 ° to -70 °C, 15 min
1. -80 ° to -50 °C, 40 min
2. -80 ° to -70 °C, 20 min
1. -80 ° to -50 °C, 30 min
2. -80 ° to -40 °C, 15 min
1. -80 ° to -40 °C, 45 min
2. -80 ° to -70 °C, 15 min
1. -80 ° 5 min, then RX -40 °C, 45 min








A New and Practical Acrolein β-Anion Equivalent (3)
Michiko Sasaki, Kei Takeda Org. Lett. 2004, 6, 4849-4851.
 tBuMe2Si SO2p-Tol
O
2. n-Bu4NF (1.1 eq)
    EtOH (3.0 eq)
    -80 °C, 10 min
1. NHMDS (1.05 eq)
    THF, -80 °C, 10 min




























































































A Novel Use of Epoxysilanes as a Chiral Source (3)
Koudai Tanaka, Kei Takeda Tetrahedron Lett. 2004, 45, 7859-7861









































































































































































Intramolecular Trapping of Chiral cabanions



















Intramolecular Trapping of Chiral Carbanions


























Intramolecular Trapping of Chiral Carbanions






















-80 °C, 30 min
CH2Cl2



















86% (E/Z = 5.0)
n-BuLi, THF
-40 ° to -30 °C
10 mindiastereomeric mixture
H
Intramolecular Trapping of Chiral Carbanions



































ent-B (77% (E/Z = 2.2))
(E)  81%ee (90%ee)
(Z)  56%ee (62%ee)
*
Michiko Sasaki, Kei Takeda, unpublished results
Intramolecular Trapping of Chiral cabanions


















* n-BuLi (1.5 eq)
Et2O
27 ° to 30 °C, 7 min
Intramolecular Trapping of Chiral cabanions


































































Intramolecular Trapping of Chiral cabanions
Using [3 + 4] Annulation (2)
Intramolecular Trapping of Chiral cabanions






















































































Intramolecular Trapping of Chiral cabanions
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Tandem Asymmetric [2,3]-Wittig Rearrangement
Michiko Sasaki
Asymmetric [3 + 4] Annulation
Yoshio Nakai
Grant-in-Aid for Scientific Research















































































Nitrile Anion Cyclization with Epoxysilanes Followed by Brook














Y = H: 73% (R = H)
Y = Ph: 65-84%









































Nitrile Anion Cyclization with Epoxysilanes Followed by Brook













Noriko Okamoto, Kei Takeda, unpubished results
CO2Et
CO2Et
tBuMe2SiO
75% (1:0.46)
CO2Et
O
SiR3 CO2Et
Cl
O
tBuMe2Si
O
CO2Et
Ph3P
Br
+
KHMDS
THF
